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(57) A porous honeycomb filter made from a mate- 
rial containing cordierite, of which pore distribution is 
controlled, as the primary crystalline phase. The pore 
distribution is such that the volume of a pore with a di- 
ameter of below 10 }im is 15% or less of the total pore 
volume, the volume of a pore with a diameter of 10 to 
50 \im is 75% or more of the total pore volume, and the 
volume of a pore with a diameter of above 50 ^m is 1 0% 



or less of the total pore volume. This porous honeycomb 
filter has a high collection efficiency for fine particles 
(particulates), or the like, and can prevent increase in 
pressure loss due to the plugging of pores, and panic- 
uiariy can exploit the characteristics thereof for dieset 
engines that use recent high-pressure fuel injection, 
common rails, etc. 
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Description 

Technical Field 



5 [0001] The present invention relates to a porous honeycomb fiiter and a manufacturing method thereof, and more 
particularly to a porous honeycomb filter that has a high efficiency in collecting fine particles (particulates) and the like, 
and can prevent an Increase In pressure loss due to the plugging of pores, especially suitable for exploiting the char- 
acteristics thereof for diesel engines that use recent high-pressure fuel injection, common rails, etc., and to a manu- 
facturing method thereof. 

Baclcground Art 

100021 Porous honeycomb filters, having a stmcture in which a pluraUty of through holes opened to the end surface 
of the exhaust gas fiow-in side and to the end surface of the exhaust gas flow-out side are alternately sealed at both 

15 the end surfaces, In which the exhaust gas that flows in at the exhaust gas flow-In side end surfece Is forced to pass 
through partition walls (having a plurality of pores) between through holes to thereby collect and remove particulates 
In exhaust gas. have recently been used as apparatuses for removing particulates in exhaust gas. 
100031 In this porous honeycomb fiiter. the pore distribution needs to be controlled because performance figures 
such as collection efficiency and pressure loss vary depending on the diameter of the pores fomied on partition walls 

20 between through holes in relation to the size of particulates in exhaust gas. 

(00041 Traditlonafiy, a porous honeycomb filter made from cordierite, excellent in heat resistance, or from silicon 
cart)ide is frequently used. For porous honeycomb filters made from silicon cart>ide. of which pore diameter is easily 
controlled, a filter with an average pore diameter of 1 to 15 |im and the pore diameter thereof being controlled with the 
standard deviation (SO) of as extremely narrow a range as 0.20 or less in the pore distribution, has been disclosed 

25 (jpv\-5-23512). 

[0005] On the other hand, for porous honeycomb filters made from cordierite of which pore diameter Is controlled, a 
honeycomb filter has been disclosed with an average pore diameter of 25 to 40 jim obtained by a manufacturing method 
in which the porosity is increased by not causing l<aolln and aluminum oxide to be contained in the cordlerite-forming 
raw materia! and also a raw material made by adding a specified organic blowing agent or a flammable substance to 

30 a cordierite raw material composed of aluminium hydroxide (the powders with particle diameters of 0.5 to 3 jim and of 
5 to 15 nm make up 50 to 100% of the whole of the aluminium hydroxide), fused silica (average particle diameter of 
30 to 100 >im) and talc, of which particle diameter Is controlled within a specified range, is utilized (JP-A-9-77573). 
[OOOS] However, In this honeycomb filter,lhe pore diameter thereof is primarily controlled by aluminium hydroxide 
and an organic blowing agent or a flammable substance, and so the average pore diameter was capable of being 

35 controlled, but the pore distribution was not capable of being set in a desired narrow range. In addition, the aluminium 
hydroxide was made to become coarse particles, thereby causing the problem of Increasing the coefficient of themial 
expansion as well. , 
[00071 To the contrary, honeycomb filters made by a manufacturing method In which a raw material preparea oy 
adding graphite as a pore-fomiing agent to a cordierite-fomning raw material produced by making each component of 

40 talc, silica, alumina and kaolin a powder of a specific particle diameter and then mixing them in specific contents, with 
pore distributions in which <1> the pore with a diameter of 2 jxm or less makes up 7% by volume or less of the total 
pore volume, and <2> the pore with a diameter of 100 nm or more makes up 10% by volume or less of the total pore 
volume, is utilized, have been disclosed, respectively, in Japanese Patent Nos. 2578176 and 2726616. 
[00081 In these honeycomb filters, however, the difference in easiness of controlling the pore diameter for each 

45 component was not taken into consWeration, and therefore tiie lower Hmit or tiie upper limit of the pore distribution was 
only controlled at most and it was impossible to set the pore distribution in a desired narrow range. 
[0009] To the contrary, a honeycomb filter of which pore witti pore diameters of 10 to 50 jxm makes up 52.0 to 74.1 % 
by volume of the total pores, acquired by a manufacturing method in which, focusing on the difference in easiness of 
controlling the pore diameter for each component of talc, silica, alumina and kaolin, a cordlerite-forming raw material 

so prepared by setting tiie powder with a particle diameter of 1 50 ^im or more to be 3% by weight or less of the whole raw 
material and also setting the powder with a particle diameter of 45 jim or less to be 25% by weight or less, for both 
talc and silica, is utilized, has been proposed (JP-A-7-38930). 

[00101 In tills honeycomb filter, Oie pore diameter tiiereof Is controlled In a nan-ow range of from 10 to 50 jim for the 
first time as a honeycomb filter made from cordierite. Compared witii a variety of cordierite honeycomb filters mentioned 
55 above. Uie filter can not only increase collection effidency, but also prevent an Increase In pressure loss by prevention 
of plugging. In addition, the filter can lower the coefficient of themnal expansion by decreasing the particle diameter of 
tiie talc contained. , ^.^ ^, 

[001 1 ] However, particulates in exhaust gas have lately been made small and been homogenized (particle diameter 
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of particulates is almost about 1 fun) with decreasing displacement as a result of Improved diesel engines (high-pressure 
fuel injection, common rails, etc. are used), and thus a honeycomb filter in which the pore diameter is extremely highly 
controlled has been strongly required. 

[0012] On the contrary, while the aforementioned honeycomb filter has been produced, completely neglecting a dose 
5 association of Icaoiin in a cordlerite-forming raw material with the formation of a pore of 10 or less, pores with a 
diameter of 10 to 50 ^m cannot be fomned at a high rate of 75.0% by volume or more, so that recent demand cannot 
be satisfied. 

[0013] The present invention has been made considen'ng the aforementioned problem, and the objects thereof are 
to provide a porous honeycomb filter that has a high efficiency in collecting fine particles (particulates) and the like and 
10 prevents an increase in pressure loss due to the plugging of the poree, especially suitable for exploiting these charac- 
teristics for diesel engines that use recent high-pressure fuel injection, common rails, etc., and also to provide a man- 
ufacturing metfiod thereof. 

Disclosure of the Invention 

15 

[0014] The inventors, as a result of studies to solve the aforementioned problem, have found out that the pore size 
distribution can be highly controlled in a desired range by regulating the particle diameter of the silica component of a 
cordierite-fbrming raw material and also lowering the concentration of the kaolin, and have completed the present 
invention. 

20 [001 5] in other words, the present invention provides a porous honeycomb filter made from a raw material composed 
of cordierite as the primary crystalline phase, of which pore distribution is controlled, characterized in that. In the pore 
distribution, the volume of a pore with a diameter of less than 10 ^m is 1 5% or less of the total pore volume, the volume 
of a pore with a diameter of 10 to 50 fim is 75% or more of the total pore volume, and the volume of a pore with a 
diameter of atx>ve 50 pm is 10% or less of the total pore volume. 

2S [0016] In a honeycomb filter of the present invention, tine porosity of Uie honeycomb filter is preferably 50 to 75%. 
more preferably 65 to 75%, and particularly preferably 68 to 75%. In addition, the coefficient of thermal expansion of 
the honeycomb filter is preferably 1 .0 x 10^/^C or less at 40 to 800'C. 

[0017] Further, the present invention provides a method of manufacturing a porous honeycomb filter, using a ceramic 
raw material primarily composed of a cordierite-fonming raw material, in which the cordlerite-forming raw material con- 
30 tains 1 0% by weight or less of kaolin and also has a particle size distribution in which the raw material contains 1 % by 
weight or less of a powder witti a particle diameter of 75 iim or more of silica (Si02) source components except both 
kaolin and talc. 

[0018] In ttie method of manufacturing a honeycomb filter of the present invention, the filter can contain 1 to 10% by 
weight of kaolin, in contrast to the manufacturing method described in Japanese Patent Laki-Open 9-77573. 
35 [0019] In addition, silica (Si02) source components except both kaolin and talc preferably contain at least one species 
of quartz and fused silica. 

[0020] Furthermore, a cordierite-forming raw material preferably contains as alumina (AI2O3) source components at 
least one species of aluminium oxide and aluminium hydroxide. In this case, the raw material preferably contains as 
alumina (AI2O3) source components 15 to 45% by weight of aluminium hydroxide with a particle diameter of 1 to 10 
40 or 0 to 20% by weight of aluminium oxide with a particle diameter of from 4 to 8 iim. 

[0021] Additionally, a cordierite-forming raw material preferably contairts 37 to 40% by weight of talc as a magnesia 
(MgO) source component. In this case, the particle diameter of the talc is pweferabiy 5 to 40 ^m. 
[0022] Further, a ceramic raw material preferably contains 1 to 4 parts by weight of foam resin with respect to 100 
parts by weight of a cordierite-forming raw material. 

45 

Best Mode for Carrying out the Invention 

[0023] Embodiments of the present Invention will be described in detail In the following. 

50 1 . Porous honeycomb filter 

[0024] A porous honeycomb filter of the present invention is a porous honeycomb filter made from cordierite as ttie 
primary crystalline phase, of which pore distribution is highly controlled in a specified range. 
[0025] A detailed description will be given in the following. 
ss [002$] A porous honeycomb filter of tiie present invention is made from cordierite as the primary crystal and the 
cordierite may be selected from any one form of oriented, unoriented, a crystalline, and p crystalline forms, and the like. 
[0027] In addition, the filter may contain otiier crystalline phases, including mullite, zircon, aluminium titanate, clay 
bond silicon carbide, zirconta, spinel, indialite, sapphirine, corundum and titania. 
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[0028] Further, these crystalline phases may be contained as a single spedes or as two or more spades at the same 
time. 

10020] In the pore distribution of a porous honeycomb filter of the present invention, the volume of a pore witn a 
diameter of below 1 0 ^m is 1 5% or less of the total pore volume, the volume of a pore with a diameter of 1 0 to 50 |im 
5 is 75 to 1 00% of the total pore volume, and the volume of a pore with a diameter of above 50 |im Is 1 0% or less of the 
total pore volume. 

10030] When the volume of a pore with a diameter of 1 0 to 50 jxm comes to be less than 75% of the total pore volume 
and the volume of a pore with a diameter of below 10 urn exceeds 15% of the total pore volume, a pressure loss is 
Increased due to plugging of pores. Further, when a catalyst is made to attach to the filter, a pressure loss is Increased 

10 due to plugging of pores caused by the catalyst. On the other hand, when the volume of a pore with a diameter of 1 0 
to 50 Jim comes to be less than 75% of the total pore volume and the volume of a pore with a diameter of above 50 
^m exceeds 10% of the total pore volume, the efficiency in collecUng particulates Is decreased. 
[0031] In particular, since particulates are made small and homogenized as a result of recent Improved diesol en- 
gines, it is difficult to Increase the oollecUon efficiency for particulates in line with such Improvement in diesel engines. 

15 unless the volume of a pore with a diameter of 1 0 to SO.jim Is as high as 75% or more of the total pore volume for high 
efficiency. , . . , 

[0032] In a honeycomb filter of the present invention, from the viewpoint of decreasing pressure loss and increasing 
collection efficiency, the porosity is preferably 50 to 75%. more preferably from 66 to 75% and particulariy preferably 
68 to 75%. in addition, in temis of Improving thenmal shocJc resistance when in use at high temperature, the coefficient 

20 of themnal expansion is preferably 1.0 x ^0•^rc or less at 40 to 800°C. 

(0033] Although a honeycomb filter of the present invention normally has a structure in which a plurality of through 
hbles opened to the end surface of the exhaust gas fiow-in side and to the end surface of the exhaust gas flow-out 
side are alternately sealed at both the end surfaces, the shape of the honeycomb filter is not particularly restricted. For 
example, the filter may be a cylinder having end surfaces with a shape of a circle or an ellipse, a prism having the end 

25 surfaces with a shape of a polygon such as a triangle or a square, a shape In which the sides of these cylinder and 
prism are bent like an "doglegged shape." or the llJce. In addition, the shape of through holes is not particulariy limited. 
For example, the sectional shape may be a polygon such as a square or an octagon, a circle, ah ellipse, or the like. 
[0034] Furthermore, a porous honeycomb filter of the present irtvention can be manufactured by a method descnbed 
below, or the like. 

30 

2. A method of manufacturing a porous honeycomb filter 

[0035] A method of manufacturing a porous honeycomb filter of the present invention is a method of manufacturing 
a porous honeycomb filter using a ceramic raw material made from a primary raw material of a cordierito-fonnlng raw 
35 material. In which the contents and partk^le diameters of specific components in a cordierite-formlng raw material are 
controlled in specified ranges. 

10036] Detailed descriptions will be given In the following. 

[0037] A cordlerite-fonning raw material used In the present ihvenUon has a particle size distributkwi in which the 
raw material contains 1 % by weight or less of a powder with a particle diameter of 75 ^im or more of silica (SIO2) source 

40 components except both kaolin and talc, or more preferably 0.5% by weight or less. 

[0038] As a result, pores with a namDw diameter range of 1 0 to 50 ^m can be formed in an extremely high yield and 
a honeycomb filter having a high collection efficiency and exhibiting no Increase in pressure loss due to plugging of 
pores can be manufactured. 1. c 

[0039] In other words, the present invention has found out ttiat silica (SiOj) source components except botti kaolin 

45 and talc in a cordierite-fbnning raw material, which are different from other components, can form pores of diameters 
substantially corresponding to the particle sizes of components, and that, noticing that the silica source components 
rarely participate In fonning a pore with a diameter of 10 jim or less, pores witii a narrow diameter range of 10 to 50 
^m can be fornied In an extremely high yield by removing a coarse powder wfth a diameter 6f 75iim dr more. 
[0040] Silica (SiOa) source components except botii kaolin and talc Include quartz, fused silica and mulllte. Of ttiem. 

so at least one species of quartz and fused silica Is preferably contained because tiiey stably exist to high temperature 
during firing and pore diameters thereof are easily controlled. 

[0041 J A cordierite-fomiing raw material preferably contains 1 5 to 20% by weight of these silica (SIP2) source com- 
ponents. In addition. NazO. KgO, etc. may be contained as impurities, and tiie total content of tiiese impurities in silica 
(SIO2) source components is preferably 0.01% by weight or less because containing ttlese Impurities can prevent an 
55 increase in the coefficient of tiiermat expansion. , . . 

[0042] A cordierite-formlng raw material used In the present Invention should further contain 10% by weight or less 
of kaolin. 

[0043] When the content of kaolin exceeds 10% by weight, the formation of a pore virttii a diameter of less than 10 
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Jim cannot be controlled, so that it becomes impossible to set the volume of a pore with a diameter of from 10 to 60 
to be 75% or more of the total pore volume even though the parfide sizes of the aforementioned silica (SiOj) souroe 
components except both kaolin and talc are controlled. 

[0044] That ts, in the present invention, in addition to the control of the partide size distribution of the aforementioned 
silica (Si02) source components. noUdng that the Icaolin in a oordierite-formlng raw material mainly partidpates in 
fomiing a pore with a diameter of less than 10 Mm, the fbmiation of the pore with a diameter of less than 10 urn has 
been found to be able to be almost controfled by decreasing the content of Icaolin to 10% by weight or less. 
[0045) Additionally, in the present invent, since the content of Icaolin is constrained by controlling the pore distribution, 
kaolin may be contained in the range of from 1 to 10% by weight, in contrast to the manufecturing method described 
in JP^.9-77573. 

[0046] In addition, although icaolin may contain mica, quartz, etc. as impurities, containing these impurities can pre- 
vent an increase in the coefRdent of thermal expansion, and so the content is preferably 2% by weight or less. 
[0047] Because each component for a cordierite-fomriing raw material used in the present Invention is formulated to 
prepare a cordierite crystal wfth a theoretical composition, in addition to both the aforementioned siiica (SiOj) source 
components and kaolin, for example, magnesia (MgO) source components such as talc and alumina (AI2O3) source 
cx)mponents such as aluminium oxide and aluminium hydroxide need to be formulated. 

[0048] As alumina (AI2O3) source components, one or both species of aluminium oxide and aluminium hydroxide, 
vvhich have few impurities, are preferably contained, and particulariy aluminium hydroxide is preferably contained. 
[0048] In addition, some partide sizes of alumina (AijOg) source components can lower the coefficient of thermal 
expansion and also can precisely control the pore size distribution by means of the partide size distribution of the 
afbremenUoned silica (SiOz) source components, and thus the partide diameter of aluminium hydroxide is preferably 
1 to 10 and the partide diameter of aluminium oxide is preferably 4 to 8 \im, 

[0050] Furlhennore. for alumina (AI2O3) source components, a cordierite-fonning raw material preferably contains 
1 5 to 45% by weight of aluminium hydroxide and preferably contains 0 to 20% by weight of aluminium oxide. 
[0051] Magnesia (MgO) source components, for example, indude talc and nnagnesite and particulariy talc is prefer- 
ably contained. A cordierite-fonming raw material preferably contains 37 to 40% by weight of talc. The partide diameter 
of Ulc. which lowers the coefRdent of thermal expansion, Is preferably 5 to 40 pm. more preferably 10 to 30 pm. 
[0052] In addition, magnesia (MgO) source components such as talc used in the present invention may contain 
impurities, induding Fe203, CaO, Na20 and K2O. 

[0053] However, the content of Fe203 in magnesia (MgO) source components is preferably 0.1 to 2.5% by weight 
A content in this range can lower the coeffident of thermal expansion and can also provide a high porosity. 
[0054] in addition, containing CaO. NajO and KjO lowers the coeffident of thenmal expansion, and so the total 
content thereof in magnesia (MgO) source components is preferably 0.35% by weight or less. 
[0055] The manufacturing method of the present invention can increase collection effidency and also decrease pres- 
sure loss by further Increasing porosity, and thus a cordlerite-forrning raw material preferably contains as an additive 
a pore-forming agent, or the like for forming pores. 

[0056] Pore-forming agents, for example, indude foam resins such as acrylic microcapsules, graphite, flour, starch, 
phenolic resin. poly(methyf methacrylate), polyethylene, and polyethylene terephthalate) and expanded foam resins 
such as acrylic microcapsules are preferable. 

[0057] Expanded foam resins such as>crylic microcapsules are hollow and thus can, in a few amount, provide a 
honeycomb filter of a high porosity and car» restrain heat liberation of a pore-fonming material in a firing step, thereby 
lowering heat liberation in the firing step and decreasing generation of thermal stress even when a honeycomb filter 
of a high porosity is prepared by adding a pore-forming material. 

[0058] Of course, although addition of a large amount of foam resin makes the porosity of an obtained honeycomb 
filter extremely large, the intensity is decreased to cause the filter to be easily damaged during canning, or the like. 
Accordingly, the content of foam resin is preferably 1 .0 to 4.0 parts by weight with respect to 100 parts by weight of a 
c»rdlerite-forming raw material, nrore preferably 1.5 to 3.0 parts by weight 

[0059] In the present invention, as necessary, other additives can be contained; for example, a binder or a dispersant 
for promoting the dispereion into the medium of fluid may be contained. 

[0060] In addition, a binder indudes hydroxypropylmethyl cellulose, methyl cellulose, hydroxyethyl cellulose, car- 
boxylmethyl cellulose, or polyvinyl alcohol; a dispersant indudes ethylene glycol, dextrin, fatly add soap, or polyalcohol. 
[0061] Further, each additive described above can be used singly or In combinatton of two spades or more, depending 
on purpose. 

[0062] In the present invention, nothing is limited except that the contents and partide diameters of particular com- 
ponents in a cordierite-forming raw material are controlled in spedfied ranges. For example, a honey<»mb filter can 
be produced in the following manufacturing process. 

[0063] First with respect to 100 parts by weight of the aforementioned conjierite-fonming raw material, 3 to 5 parts 
by weight of a binder, 2 to 40 parts by weight of a pore-fonming agent, 0.5 to 2 parts by weight of dispersant, and 10 
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to 40 parts by weight of water are charged and then kneaded, and the compound Is plastlcteed, _ 
[00641 Second, molding of a raw material to be plasUdzed can be carried out by means of the extruston^method; ine 
inJecUon molding method: the compression molding method; a method in which after a ceramic raw matenal is moWed 
In a cylindrical shape, the through hole Is molded; or the like. Of them, the extrusion method, which easily pemilts 
5 continuous moWIng and causes a cordlerite crystal to be oriented leading to low theimal expansion coefTiaent. is 

Jowq ^ Thi^^^^ of a raw molded article can be carried out by hot^ir drying, microwave drying. dIelecAric diylng. 
reduced-pressure drying, vacuum drying, freezing drying, or the like. Of them, a drying st^p of a combination of hot- 
air drying and microwave drying or of hot^lr drying and dielectric drying is preferable In temis of being able to dry the 
10 whole rapidly and homogeneously. ^ ^ ^ , ^ ^ i. 

100661 Finally, firing of a dried molded article, although depending on the size of the dried molded article, » 'V 
conducted preferably at a temperature of 1410 to 1WC for 3 to 7 hours. In addition, the drying step and thd finnd 

step may be conducted continuously. ... » t^..^^«^« 

(00671 Examples of the present invention will be described in detail in the following. However, the present invention 

IS Is not limited to the examples. \ 
1. Evaluation method 

[00661 Honeycomb filters obtained in the examples and comparative examples described later were evaluated by 
20 the following methods. 

(1) Pore distributton and average diameter of pores 

[0069] Pore distributions and average diameters of pores were measured by a mercury injection porosiifheter man- 
2S ufactured by Micromeritlcs Corporatk>n. 

(2) Porosity 

[0070] Porosity was calculated from the total pore volume, regarding the absolute specific gravity of cordlerite as 
30 2.52 g/cc. 

(3) Collection efficiency 

[00711 Exhaust gas with soot generated by a soot generator was passed through a honeycomb filter prepared Iri 
35 each example or comparative example for a constant time (2 minutes). After filtration, the soot contained in the exhaust 
gas was collected with a filter paper and then the weight (W1) of the soot was measured. Also, exhaust gasjvlth soo 
generated for the samb time was collected With a filter paper without being passed through a filter and then me weight 
(W2) of the soot was measured. Thus obtained weights (W^ and W^) were substituted in the equation (1) below to 
evaluate oollectlon efficiencies. 



40 



(W^-W^)/(W^) X 100 0) 



(4) Soot conection pressure loss 

45 

[00721 First, to both end surfaces of a honeycomb filter obtained in each example or comparative example was 
pressed against a ring with an inside diameter 4» of 130 mm and soot generated by a soot generator through this nng 
was flowed within the range of 130 mm ♦ of the honeycomb filter to collect 1 0 g of soot. ^ ^ 

100731 Finally, air of 2.27 Nm3/mln was flowed, with the soot collecled on honeycomb filter, and then me pressure 
so difference upsueam and downstream the filter was measured to evaluate the pressure loss in a state in which the soot 
Is collected. 

2. Examples and Comparative Examples 
Example 1 

[00741 A cordlertte-formmg raw material was prepared by mixing talc (average particle diameter of 20 jim, 4% by 
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weight of a powder with a particle diameter of 75 \im or more), fused silica B (average particle diameter of 35 ^m, 0.5% 
by weight of a powder with a particle diameter of 75 ^im or more), and aluminium hydroxide (average particle diameter 
of 2 Hm, 0% by weight of a powder with a particle diameter of 75 ^m or more), of the average particle diameters and 
particle size distrit>utions as shown in Table Un the ratio of 37% by weight of the talc, 19% by weight of the fused 

5 silica B and 44% by weight of the aluminium hydroxide as shown in Table 2, 

[0075] Then, as shown In Table 2, with respect to 100 parts by weight of this cordierite-fomiing raw material, 20 parts 
by weight of graphite, 7 parts by weight of poly(ethylene terephthalate), 7 parts by weight of poly(methyl methacrylate), 
4 parts by weight of hydroxypropylmiethyt cellutose. 0.5 parts by weight of potassium taurate soap and 30 parts by 
weight of water were charged and then kneaded, and the compound was plastidzed. This plasticlzed raw material was 

10 made to form cylinder-shaped puddle using a vacuum tug mill and then was charged into an extrusion machine to form 
a honeycomb shape. 

[0076] Then, the thus obtained molded articie was dried by dielectric drying, absolute-dried by hot-air drying, and 
then the end surfaces were cut to a specified size. 

(00771 And then, the through holes of the honeycomb-shaped, dried article were alternately sealed at both the end 
IS surfaces where the through hole open, using slurry made from a cordierite-forming raw material of a similar composition. 
[0078] Finally, the article was fired at 1420'»C for 4 hours to give a honeycomb filter with a size of ^144 mm x L 152 
mm, 300 \im in partition wall thickness and with the number of cells of 300 ceils/inch?. 

Example 2 

20 

[0079] A honeycomb filter was obtained as In the case of Example 1, except that in Example 1 quartz B (average 
particle diameter of 1 9 ^m, 0.3% by weight of a powder with a particle diameter of 75 iim or more) was mixed Instead 
of fused silica B (average particle diameter of 35 ^m, 0.5% by weight of a powder with a particle diameter of 75 or 
more). 

25 

Comparative Example 1 

[0080] A honeycomb filter was obtained as in the case of Example 1 , except that in Example 1 fused silica A (average 
particle diameter of 40 |xm, 6% by weight of a powder with a particle diameter of 75 ^ or more) was mixed instead 
30 of fused silica B (average partide diameter of 35 Mm, 0.5% by weight of a powder with a partide diameter of 75 |im or 
more). 

Example 3 

3S [0081] A honeycomb filter was obtained as in the case of Example 1 , except that in Example 1 a cordierite-fonmtng 
raw material was prepared by mixing talc (average partide diameter of 20 ]im, 4% by weight of a powder with a partide 
diameter of 75 nm or more), kaolin (average partide diameter of 10 (im. 2% by weight of a powder with a partide 
diameter of 75 \mt or more), quartz D (average partide diameter of 5 nm. 0.1% by weight of a powder with a partide 
diameter of 75 \im or more), aluminium oxide (average partide diameter of 6 ^m. 0.2% by weight of a powder with a 

40 partide diameter of 75 ^m or more) and aluminium hydroxide (average partide diameter of 2 \im, 0% by weight of a 
powder with a partide diameter of 75 nm or more), of the average parttele diameters and partide size distributtons as 
shown in Table IJn the ratio of 40% by weight of the talc, 1 % by weight of the kaolin, 21 % by weight of the quartz O, 
1 9% by weight of the aluminium oxide and 1 9% by weight of the aluminium hydroxide as shown in Table 2, and except 
that with respect to 100 parts by weight of the thus obtained cordierite-forming raw material. 20 parts by weight of 
graphite, 1 0 parts by weight of poly(ethylene terephthalate), and 1 0 parts by weight of poiy(methyl methacrylate) were 
added as pore-forming agents. 

Example 4 

so [0082] A honeycomb filter was obtained as in the case of Example 1, except that in Example 1a cordierite-fbnming 
raw material was prepared by mixing talc (average partide diameter of 20 ^m, 4% by weight of a powder with a partide 
diameter of 75 urn or more), kaolin (average partide diameter of 10 jim. 2% by weight of a powder wltti a partide 
diameter of 75 \un or more), quartz B (average partide diameter of 19 |im. 0.3% by weight of a powder with a partide 
diameter of 75 gm or more), aluminium osdde (average partide diameter of 6 ^m. 0.2% by weight of a powder with a 

ss partide diameter of 75 ^m or more) and aluminium hydroxide (average partide diameter of 2 ^m. 0% by weight of a 
powder with a partide diameter of 75 pm or more), of the average partide diameters and partide size distributions as 
shown in Table 1 , in the ratio of 40% by weight of the talc, 3% by weight of the kaolin, 20% by weight of the quartz B. 
1 0% by weight of the aluminium oxide and 19% by weight of the aluminium hydroxide as shown in Table 2. and except 
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that with respect to 100 parts by weight of thi» thus obtained cordierite-forming raw material, 20 parts by weight of 
graphite, 9 parts by weight of pdiy(ethyiene terephthalate), and 9 parts by weight of poly(methyt methaeryfate) were 
added as pore-forming agents. 

5 Example 5 . 

[0083] A honeycomb filter was obtained as In the case of Example 4, except that in Example 4, Instead of quartz B 
(average particle diameter of 1 9 \mi, 0.3% by weight of a powder with a particle diameter of 75 |im or more) a^ showri 
in Table 1 , quartz D (average particle diameter of 5 \ut\, 0.1% by weight of a powder with a particle diameter of 75 )mi 
10 or more) was mixed as shown in Table 2» and except that with respect to 100 parts by weight of the thus obtained 
cordlerlte-forming raw material, 25 parts by weight of graphite, 5 parts by weight of poly(ethylene terephthalate), and 
10 parts by weight of poly(methyl methacrylate) were added as pore-forming agents. 

Example 6 

15 

[0084] A honeycomb filter was obtained as In the case of Example 4, except that in Example 4. instead of quartz B 
(average particle diameter of 19 ^m» 0.3% by weight of a powder with a particle dlanieter of 75 jim or more) as shown 
in Table 1 . quartz E (average particle diameter of 1 0 itm, 0. 1 % by weight of a powder with a particle diameter of 75 ^m 
or more) was mixed as shown in Table 2, and except that with respect to 100 parts by weight of the thus obtained 
20 cordlerite-forming raw material, 20 parts by weight of graphite and 4 parts by weight of poly(ethylene terephthalate) 
were added as pore-forming agents. 

Example 7 

29 [0085] A honeycomb filter was obtained as in the case of Example 4, except that In Example 4, instead of quartz B 
(average particle diameter of 1 9 ^m, 0.3% by weight of a powder with a particle diameter of 75 pjn or more) as shown 
in Table 1 » fused silica B (average particle diameter of 35 |xm, 0.5% by weight of a powder with a particle diameter of 
75 ^m or more) was mixed as shown in Table 2, and except that with respect to 1 00 parts by weight of the thus obtained 
cordlerite-forming raw material, 20 parts by weight of graphite, 3 parts by weight of poly(ethyiene terephthalate), and 

30 9 parts by weight of poiy(methyl methacrylate) were added as pore-fonnfng agents. 

Example 8 

[0086] A honeycomb fitter was obtained as In the case of Example 4, except that In Example 4, instead of quartz B 
35 ' (average particle diameter of 1 9 jim. 0.3% by weight of a powder with a particle diameter of 75 \m\ or more) as shown 
in Table 1 , fiised silica C (average particle diameter of 1 6 jim, 1 % by weight of a powder with a particle diameter of 75 
^m or more) was mixed as shov^n in Table 2, and except that with respect to 100 parts by weight of the thus obtained 
cordlerite-forming raw material, 10 parts by weight of graphite and 17 parts by weight of poty(methyl methacrylate) 
were added as pore-fonming agents. 

40 

Coniparative Example 2 

[0087] A honeycomb filter was obtained as in the case of Example 4, except that In Example 4, instead of quartz B 
(average particle diameter of 1 9 yan, 0.3% by Weight of a powder with a partide diameter of 75 )im or more) as shown 
45 in Table 1 . quartz A (average particle dianieter of 20 yjy\, 8% by weight of a powder with a partide diameter of 75 \m 
or more) was mixed as shown in Table 2. and except that with respect to 100 parts by weight of the thus obtained 
cordlerite-forming raw material, 20 parts by weight of graphite, 7 parts by weight of poty(ethylene terephthalate), and 

9 parts by weight of poly(methy1 methacrylate) were added as pore-fonning agents. 

50 Comparative Example 3 

[0088] A honeycomb filter was obtained as in the case of Example 4, except that in Example 4, instead of quartz B 
(average particle diameter of 19 ^m, 0.3% by weight of a powder with a partide diameter of 75 ^m or niore) as shown 
in Table 1 , quartz C (average partide diameter of 5>im, 3% l:y weight of a powder with a partide diameter of 75 pini 
55 or more) was mixed as shown In Table 2, and except that with respect to 100 parts by weight of the thus obtained 
cordlerite-forming raw material, 20 parts by weight of graphite, 1 0 parts by weight of poly(ethylene terephthalate), and 

10 parte by weight of poly(methyt methacrylate) were added as pore-forming agents. 
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[0089] A honeycomb filter was obtained as in the case of Example 4. except that in Example 4. instead of quartz B 
(average particle diameter of 19 urn. 0.3% by weight of a powder with a particle diameter of 75 jim or more) as shown 
in Table 1. fused silica D (average particle diameter of 70 jxm. 39% by weight of a powder with a particle diameter of 
75 MHi or more) was mixed as shown in Table 2, and except that with respect to 1 00 parts by weight of the thus obtained 
cordiente-forming raw material. 20 parts by weight of graphite, 6 parts by weight of poly(ethylene terephthalate). and 
7 parts by weight of poly(methyl methacrytate) were added as pore-forming agents. 

Examples 

[0090] A honeycomb Alter was obtained as In the case of Example 4, except that in Example 4 a cordierite-fomiing 
raw matenal was prepared as shown In Table 2 by mixing the following species in the ratio of 40% by weight of talc 
5% by weight of kaolin, 19% by weight of quartz B. 17%by weight of aluminium oxide and 1 9% by weight of aluminium 
hydroxide, and except that with respect to 100 parts by weight of the thus obtained cordierite-forming raw material 20 
parte by weight of graphite. 7 parts by weight of poly(ethyJene terephthalate). and 7 parts by weight of polWmethyl 
methacrytate) were added as pore-fomning agents. 

Example 10 

[00911 A honeycomb filter was obtained as in the case of Example 4. except that in Example 4 a cordierite-forming 
raw material was prepared as shown in Table 2 by mixing the following species in the ratio of 40% by weight of talc 
1 0% by weight of kaolin, 1 7% by weight of quartz B. 1 6% by weight of aluminium oxide and 1 7% by weight of aluminiurri 
hydroxide, and except that with respect to 100 parts by weight of the thus obtained cordierite-forming raw material 10 
parts by weight of graphite. 8 parts by weight of poly(ethylene terephthalate). and 16 parts by weight of poly(methyl 
methacrylate) were added as pore-fonming agents. 

Comparative Example 5 

30 I0092J A honeycomb filter was obtained as In the case of Example 4, except that In Example 4 a cordlerite-fomiing 
r^ rnatenal was prepared as shown in Table 2 by mixing the following species In the ratio of 40% by weight of talc. 
15 ^ by weight of kaolin, 14% by weight of quartz B. 15%by weight of aluminium oxide and 16% by weight of aluminium 
hydroxide, and except that with respect to 100 parts by weight of the thus obtained cordierite-forming raw material, 20 
parts by weight of graphite. 4 parts by Weight of poly{ethylene terephthalate), and 9 parts by weight of poly{methyl 
methacryl^te) were added as pore-fbnning agents. 
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Comparative Example 6 



[0093] A honeycomb filter was obtained as [n the case of Example 4. except that in Example 4 a cordierite-fonning 
raw matenal was prepared as shown in Table 2 by mixing the following spedes in the ratio of 40% by weight of tate 
19% by weight of kaolin. 12% by weight of quartz B. 14% by weight of aluminium oxide and 15% by weight of aluminium 
hydroxide, and except that with respect to 100 parts by weight of the thus obtained cordlerite-fomiing raw material. 20 
parls by weight of graphite. 4 parts by weight of poly(ethylene terephthalate). and 7 parts by weight of poly(methyl 
metiiacrylate) wera added as pore-fomilng agents. 



Example 11 



[00941 A honeycomb filter was obtained as in the case of Example 1 0. except that in Example 1 0. 2.4 parts by weight 
of an acrylic microcapsule, or a foam resin, (trade name: F-50E. manufactured by Matsumoto Yushi-Seiyaku Co Ltd ) 
was charged with raspect to 100 parts by weight of a cordierite-fonming raw material without addition of graphite, poly 
(ethylene terephthalate) and poly(methyl mettiacrylate) as pore-lbnning agents as shown In Table 2. 



Example 12 



[0095] A honeycomb filter was obtained as in the case of Example 1 0, except that in Example 10 a cordierite-forming 
raw material was prepared as shown In Table 2 by mixing the following species in the ratio of 40% by weight of talc 
0% by weight of kaolin , 21 % by weight of quartz D. 1 6% by weight of aluminium oxide and 23% by weight of aluminium 
hydroxide, and except that with respect to 1 00 parts by weight of the thus obtained cordierite-forming raw material 10 
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parts by weight of graphite, 5 parts by welght.of poly(ethylene terephthalate), 5 parts by weight of poly(methyl meth- 
acrylate), and 1.8 parts by weight of an acrylic microcapsule, or a foam resin, were added as pore-forming agents. 

Example 13 

[0096] A honeycomb filter was obtained as in the case of Example 10. except that in Example 10 a cordierite-forming 
raw material was prepared as shown In Table 2 by mixing the following species In the ratio of 40% by weight of talc. 
5% by weight of kaolin, 1 9% by weight of quartz B, 1 7%, by weight of aluminium oxide and 1 9% by weight of aluminium 
hydroxide, and except that with respect to 100 parts by weight of the thus obtained cordlerite-forming raw material. 20 
parts by weight of graphite and 2.8 parts by weight of an acrylic microcapsule, or a foam resin, were added as pore- 
fomning agents. 



3. Evaluation 



[0097] In Examples 1 to 13, in which silica source components except both Icaolln and talc have a particle size 
distribution of 1.0% by weight or less of a powder with a particle diameter of 75 \im or more, a honeycomb filter In 
which the volume of a pore of over 50 ^im is controlled to be 10% or less of the total pore volume can be obtained; In 
this honeycomb filter as high a collection efficiency as 85% or more has been successfully attained. In particular, in 
Examples 3 and 5. In which sifica source components except both kaolin and talc have a particle size distribuUon of 
0.1 % by weight or less of a powder with a particle diameter of 75 urn or more, a honeycomb filter in which the volume 
of a pore of over 50 jrni Is controlled to be 2% or less of the total pore volume can be obtained; in this honeycomb filter 
as extremely high a collection efficiency as 94% or nrKire has been successfully attained. 

10098] On the other hand, in Examples 1 to 4, in which silica source components except both kaolin and talc have 
a partlde size distribution of above 1 .0% by weight of a powder with a particle diameter of 75 |im or more, a hdneycomb 
filter in which the volume of a pore of over 50 urn exceeds 10% of the total pore volume can be obtained: in this 
honeycomb filter the collection efficiency has become as low as 75% or less. 

[0099] In addition. In Examples 1 to 13. in which the content of kaolin Is 10% by weight or less, a honeycomb filter 
In which the volume of a pore of 10 ^im or less is controlled to be 15% or less of the total ppre volume has been 
successfully obtained. When to this filter is mounted a catalyst, it is estimated thai the plugging of pores due to a 
catalyst is restrained, leading to a small pressure loss during soot collection. ^ 
[0100] On the other hand. In Comparative Examples 5 and 6, In which the content of kaolin exceeds 1 0% by weight, 
a honeycomb filter in which the volume of S piv» of 10 jim or less exceeds 15% of Uie total pore volume has been 
obtained. When to this filter is mounted a catalyst, It is estimated that pressure loss is large due to tt^e plugging of 
pores by tiie catalyst. , ^ 

[0101] Further. In Examples 11 to 13, In which 1.8 to 2.8 parts by weight of a foaming agent is added with reaped 
to 100 parts by weight of a cordlerite-forming raw material, a honeycomb filter witii a porosity of from 68 to 75% can 
be obtained. In these honeycomb filters, as high collection efficiencies as 91 % more have been successfully obtained 
and collection pressure losses are 8.5 (KPa) or less, I.e., pressure loss Is small during soot collection. 
[0102] Additionally, in Example 12, when a honeycomb filter was produced by altering the amount of foam resin to 
be added to 3.2 parts by weight, a honeycomb filler witti a porosity of 80% has been obtained; however, tiie stnjcture 
strengtii Is not suffident. 



Table 1 



Raw material 


Cordierite-fbrmlng raw material 
component 


Average particle diameter iiim) 


Content of a powder with a particle 
diameter of 75 jim or more (% by 
weight) 


Talc 


20 


4 


Kaolin 


10 


2 


Quartz A 


20 


8 


Quartz B 


19 


0.3 


Quartz C 


5 


3 


Quartz 0 


5 


0.1 
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Table 1 (continued) 



Raw material 


Cordlerite-forming raw material 
component 


Average particle diameter Oim) 


Content of a powder with a particle 
diameter of 75 jim or more (% by 
weight) 


Quartz E 


10 


0.1 


Fused silica A 


40 


6 


Fused silica B 


35 


0,5 


Fused saica C 


16 


1 


Fused silica 0 


70 


39 


Aluminium oxide 


6 


0.2 


Aluminium hydroxide 


2 


0 
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Industrial Applicability 

[01 03] As has been described thus far. according to a porous honeycomb fitter and a manufacturing method thereof 
of the present invention, a porous honeycomb filter of this Invention has a high collection efficiency for particulates, or 
the like, and can prevent an increase In pressure loss due to the plugging of pores, and particulariy can exploit the 
characteristics thereof for diesel engines that use recent high-pressure fuel injection, common rails, etc. 



Claims 

1. A porous honeycomb filter made from a material containing cordlerite, a pore distribution thereof being controlled, 
as the primary crystalline phase, characterized in that 

said pore distribution Is such that the volume of a pore with a diameter of less than 10 ^m is 15% or less of 
the total pore volume, the volume of a pore with a diameter of 1 0 to 50 |im is 75% or more of the total pore volume, 
and the volume of a pore with a diameter of more than 50 ^m is 1 0% or less of the total pore volume. 

2. The porous honeycomb filter according to claim 1 . characterized In that 

the porosity of the honeycomb filter is 50 to 75%. 

3. The porous honeycomb filter according to claim 2. characterized in that 

the porosity of the honeycomb filter is 65 to 75%. 

4. The porous honeycomb filter according to any one of claims 1 to 3, charactarlzed in that 

the honeycomb filter has a coefficient of thennal expansion of 1.0 x 10*/«C or less at from 40 to 800'C. 

5. A method of manufacturing a porous honeycomb filter using a ceramic raw material containirig a cordierite-ft)rming 
raw material as the primary raw material, characterized in that 

said cordierite-forming raw material contains 0 to 1 0% by weight of Icaolin and has a particle size distribution 
such that powder with a particle diameter of 75 iim or more accounts for 1% by weight or less of silica (Si02) 
source components except both kaolin and tela 

6. The method of mariufacturing a porous honeycomb filter according to claim 5. characterized In that 

said oordierite-lbrming raw material contains 1 to 10% by weight of said kaolin. 

7. The method of manufacturing a porous honeycomb filter according to daim 5 or 6, characterized In that 

silica (SiOa) source components except both said kaolin and said talc contain at least one of quartz and 
fused silica. 

a. The method of manufacturing a porous honeycomb filter (according to any one of claims 5 to 7, characterized In 
that 

said cordierite-forming raw material contalris as alumina (AI2O3) source components at least one of alumin- 
ium oxide and aluminium hydroxide. 

9. The method of manufacturing a porous Honeycomb filter according to claim 6. characterized in that 

as sakJ alumina (AI2O3) source component is contained 15 to 45% by weight of aluminium hydroxide with a 
particle diameter of 1 to 10 \im. 

10. The method of manufacturing a porous honeycomb filter according to daim 8 or 9, characterized In that 

as said alumina (AI2O3) source component is contained 0 to 20% by weight of aluminium oxide with a particle 
diameter of 4 to 8 fim. 

11. The method of manufacturing a porous honeycomb filter according to any one of dainns 5 to 10, characterized 
In that 

said cordierite-fbrniifig raw material contains 37 to 40% by weight of talc as a magnesia (MgO) source com- 
ponent 

12. The method of manufacturing a poroui^ honeycomb filter according to daim 11, characterized In that 

the partlde diameter of said talc Is 5 to 40 (xm. 
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13. The method of manufacturino a porous honeycomb filter according to any one of claims 5 to 12. characterteed 
fn that 

the ceramic raw material contains 1 to 4 parts by weight of a foam resin with respect to 100 parts by weight 
of the cordierlte-fonning raw material. / » 
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